. 1D 1 H NMR (A) and 1 H-13 C gHSQC spectrum (B) of bananamide D extracted from Pseudomonas sp. COW3 (DMF-d7, 298K, 500MHz). A. 1D 1 H NMR spectrum of the first main compound called bananamide D, eluting at 12.4 minutes. The presence of an unsaturation in the structure is immediately clear from the characteristic signal at 5.5 ppm. B. The alpha region of a 1 H-13 C gHSQC spectrum of the bananamide D shows the presence of 8 amino acids. The high chemical shift of the Thr CH β indicates that the C-terminal ester bond is formed with this residue. Figure S2 . 1D 1 H NMR (A) and 1 H-13 C gHSQC spectrum (B) of bananamide E extracted from Pseudomonas sp. COW3 (DMF-d7, 298K, 500MHz). A. 1D 1 H NMR spectrum of the second main compound called bananamide E, eluting at 13.9 minutes. B. The alpha region of a 1 H-13 C gHSQC spectrum of bananamide E shows the presence of 8 amino acids. The high chemical shift of the Thr CH β indicates that the C-terminal ester bond is formed with this residue.
Figure S3
. 1D 1 H NMR (A) and 1 H-13 C gHSQC spectrum (B) of bananamide F extracted from Pseudomonas sp. COW3 (DMF-d7, 298K, 500MHz). A. 1D 1H NMR spectrum of the first minor compound called bananamide F, eluting at 10.3 minutes. B. The alpha region of a 1 H-13 C gHSQC spectrum of bananamide F shows the presence of 8 amino acids. The high chemical shift of the Thr CH β indicates that the C-terminal ester bond is formed with this residue. Figure S4 . 1D 1 H NMR (A) and 1 H-13 C gHSQC spectrum (B) of bananamide G extracted from Pseudomonas sp. COW3 (DMF-d7, 298K, 500MHz). A. 1D 1H NMR spectrum of the second minor compound called bananamide G, eluting at 10.9 minutes. The presence of an unsaturation in the structure is immediately clear from the characteristic signal at 5.5 ppm. B. The alpha region of a 1 H-13 C gHSQC spectrum of bananamide G shows the presence of 8 amino acids.
Figure S5. Phylogeny-based substrate specificity prediction of bananamide synthetases.
Cladogram of neighbor joining tree inferred from amino acid sequence alignment of adenylation (A) domains extracted from already characterized and putative Pseudomonas cyclic lipopeptides NRPSs in the bananamide group. Lipopeptide-specific codes are: Etl (entolysin, P. entomophila L48); Pso (putisolvin, P. putida PCL1445); Gam (gacamide, P. fluorescens Pf01); Ban (bananamide D-G, Pseudomonas sp. COW3); Ban (bananamide D-G, Pseudomonas sp. COW65); Ban (bananamide A-C, Pseudomonas sp. BW11P2); Ban (putative bananamide A-C, Pseudomonas sp. MS586) Ban (putative bananamide A-C, Pseudomonas fluorescens MS82); Ban (putative MDN-0066, P. moraviensis BS3668); Ban (MDN-0066, P. granadensis LMG 27940); Ban (putative bananamide A-C, Pseudomonas sp. R45); Ban (putative bananamide A-C, Pseudomonas sp. DR5-09); and Ban (putative MDN-0066, Pseudomonas sp. Z003-0.4C(8344-21). For each domain the substrate specificity is indicated in parentheses using the standard amino acid three-letter code. Clusters comprising bananamide domains are highlighted in different colors. Table A5 
